: Schematic view of the time-resolved step-scan FTIR setup including the Bruker VERTEX 80v spectrometer, for more details cf. section 2 of the paper.
As mentioned in the experimental section of the paper DC and AC spectra were used to calculate A (change in absorbance). The advantage of this method over the pure DC detection is that the AC channel only measures the changes that occur due to the excitation, while the DC channel detects the complete IR signal. Thus, the AC channel provides a greater amplification than the DC channel leading to a better signal-to-noise ratio and small signals that would be lost in the "bit noise" of the DC channel can only be detected with the AC channel.
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Fig. SI_3:
Energies of low-lying 3 A (red) and 3 B (blue) excited states as a function of the distortion coordinate x (B3LYP/TZVP level; energies are given relative to the lowest triplet state in its optimized C 2 -symmetric geometry).
Fig. SI_4
: Steady state FTIR spectrum of 1 in DMSO-d 6 in the relevant region of the time-resolved measurements; solvent contributions are subtracted (a negative absorbance occurs at 1220 cm -1 due to a strong DMSO-d 6 absorption). Note that below 1100 cm -1 IR transitions are hidden by the solvent, and between 1500 cm -1 and the region of the CH stretching vibrations no vibrational transitions are observed.
Fig. SI_5:
This graph illustrates how the apparent peaks observed in the IR difference spectrum (bottom) of the electronic ground state ( 1 A, top) and the excited state ( 3 A, middle) spectrum are shifted with respect to the peaks observed in the corresponding "pure" spectra. The apparent peak positions of the difference spectra are mentioned in the manuscript. For comparison between experiment and theory always this shift of the spectra has to be taken into account. : Calculated IR spectra for the 1 A, 3 A, and 3 B states in the complete IR region up to 3500 cm -1 . No transitions are observed in the region from 1700 to 2500 cm -1 . It is obvious that the red and green curves ( 3 A and 3 B states) show differences only in the measured region from 1100 to 1600 cm -1 and in the region around 400 cm -1 which is not accessible with our IR set-ups. 
